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* NOTICES * f 

JPO and INPIT are not responsible for any f 
damages caused by the use of this translation. 

LThis document has been translated by computer. So the translation may not reflect the 
original precisely. 

2.**** shows the word which can not be translated. 
3.ln the drawings, any words are not translated. 



DETAILED DESCRIPTION 

[Detailed Description of the Invention] 

[0001]this invention relates to the surface treatment art of a metallic material, in more detail, 
has neither a dimensional change of a base material, nor a problem of a heat history, and 
relates to the surface treatment method which forms in the surface the precise layer which has 
the desired characteristics, such as heat resistance, corrosion resistance, abrasion resistance, 
and hardness. 
[0002] 

[Description of the Prior Art]Conventionally, CVD (chemical vacuum deposition), PVD (vacuum 
deposition), electrodeposition, nitriding, electrochemical plating, nonelectrolytic plating, etc. are 
known as a means for giving abrasion resistance, corrosion resistance, etc. to a surface of 
metal. 

[0003]However, in order that each CVDPVD may go up and coat the temperature of a base 
material to not less than 360 ** and about 1 100 **, it is known widely that there is a fault that a 
base material produces a dimensional change or a hardness fall. A hardening layer is also as 
thin as several micrometers. Nitriding also has the difficulty of heating and processing steel 
materials at about 500 **. 

[0004]Since the surface by electrodeposition only deposits or deposits in a base material and 
the deposited metal has not diffused it in it, it is known well that it will be easy to exfoliate. 
There is a fault, such as producing hydrogen embrittlement. 

The same may be said of the case of electrochemical plating and nonelectrolytic plating. 
[0005]lt is already known that the thing made to deposit on a base material surface by thermal 
spraying will be porosity, and it will be easy to exfoliate. Since heat input becomes uneven by 
the position of a spot and a striation is generated on the boundary of beam advance even if 
you are going to make it remelt this by a laser beam, the beautiful surface cannot be obtained. 
In a laser beam, application is difficult for three-dimensional working shape as shown in 
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drawing 1 on structure. 

[0006]Since diffusion hardly arises in the conventional surface treatment method, it is difficult 
to coat with sufficient thickness (an example, several 10 micrometers - 100 micrometers) the 
material which fine ceramics etc. do not diffuse easily. 

[0007]ln this invention, the problem of the above-mentioned conventional technology is solved 
and the whole metallic material of a base material is maintained at an elevated temperature. 
Therefore, there are no faults to produce, such as a dimensional change, a fall of the hardness 
(intensity) of a base material, and coat exfoliation, and it aims at providing the surface 
treatment method which can form the firm enveloping layer which moreover has the surface 
characteristic of a corrosion-resistant, heat-resistant request by sufficient thickness. 

[0008] 

[Means for Solving the Problem]ln order to solve said technical problem, this invention persons 
repeated research wholeheartedly first about a surface treatment method which does not need 
to put the whole metallic material to an elevated temperature. As a result, if covering material 
is deposited by a method of not heating temperature of a base material to an elevated 
temperature on the surface of a metallic material, it can be spread in a base material and it can 
be made to remelt the sediment in an infinitesimal area and to mix it microscopically, Neither 
modification of a base material nor a hardness fall was generated, but knowledge that a firm 
enveloping layer can moreover be formed was acquired. 

[0009]Then, when research was further repeated about such a policy that may remelt a 
sediment microscopically, a possible thing was found out by applying pulse discharge 
processing. Although an electron discharge method was the processing method generally well 
known as a processing method which carries out removal processing of the shape using a 
discharge phenomenon, this invention persons developed completely new directions of 
remelting a sediment microscopically by energy of discharge. 

[0010]This invention namely, by making this sediment remelt for every infinitesimal area by 
pulse discharge processing in liquid, a gas, or a vacuum, after covering metal or a nonmetal 
material to a base material surface which consists of metallic materials, This covering material 
is diffused, and it mixes with a base material, and let a surface treatment method of a metallic 
material forming a precise enveloping layer in a base material surface be a gist. 
[0011]This invention is explained still in detail below. 
[0012] 
[Function] 

[0013]As mentioned above, making covering material deposit [ adhere it and ] and deposit on 
the surface of a metallic material by thermal spraying, electrodeposition, vacuum evaporation, 
and discharge deposit is known. The discharge depositing method is a surface treatment 
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method which this invention persons proposed previously (the "Japan Society for precision 
Engineering spring convention academic lecture meeting lecture collected papers in the 1991 
fiscal year" (March 26, 1991) p.463), It is the method of depositing green compact material to 
other party metal, by fabricating the conductive material which should deposit as a green 
compact, using as an electrode of an electron discharge method and processing it. However, 
since these sediments are not diffused in a base material, their bond strength is weak. 
[001 4] Without raising most mean temperature of a base material to such a sediment by adding 
a pulse discharge in liquid, a gas, or a vacuum with the technique of an electron discharge 
method, this invention is remelted by generating of high temperature selectively (discharge 
point), and a base material is made to diffuse it. 

[0015]ln this invention, although there is no restriction in particular as a means to cover 
covering material on the surface of a metallic material, the method which does not put a base 
material to high temperature is recommended. For example, although the above-mentioned 
spraying process, an electrodeposition process, a low-temperature-evaporation method, the 
discharge depositing method using the electrode which is easy to exhaust, etc. are mentioned, 
it is not necessary to say not being restricted to these. If it carries out from a relation with pulse 
discharge processing performed as a post process, the discharge depositing method is 
preferred. 

[0016]As covering material, various metallic materials or nonmetal materials are possible, for 
example, they are metal or an alloy, a nonmetallic element, ceramics, carbide, a nitride, boride, 
etc. concrete -- as hard material ~ nitrides (fine ceramics), such as borides, such as carbide, 
such as WC, TiC, TaC, ZrC, and SiC, TiB 2 , and ZrB 2 , TiN, and ZrN, etc. ~ a simple substance 
- or where a sintering aid is added, it can cover. Corrosion-resisting materials, such as 
metallic materials, such as W and Mo, aluminum, Ti, nickel, Cr, and Co, can also be used. 
Even if there is no conductivity like diamond, aluminum 2 0 3 , and Si 3 N 4> it may mix with 
conductive materials, such as iron powder, cobalt powder, nickel powder, chromium powder, 
and copper powder, and may cover. What is necessary is in short, just to choose material due 
to the surface characteristic made to give. 

[0017]After covering covering material on the surface of a metallic material, pulse discharge 
processing is microscopically applied for every infinitesimal area, a sediment is remelted, it is 
spread in a base material and it is mixed. This pulse discharge processing can carry either in 
liquid, a gas, and a vacuum out, uses a sediment as one electrode, and generates discharge 
between the electrodes of another side. 

[0018]lt is desirable to use the electrode which is hard to exhaust on the occasion of pulse 
discharge processing, and to use the electrode of the presentation near a sediment. For 
example, when WC is made to deposit on the metallic material surface as a subject, the 
material (an example, a byte's charge of a chipped material) which sintered WC-Co is used for 
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an electrode. 

[0019]Discharge is generated in about tens of thousands of times from hundreds of times in 1 
second. A processed surface is the surface which small microscopic discharge marks 
accumulated. Although discharge marks current density is a minute area, it is as high as tens 
of thousands A/cm 2 , and produces high temperature high pressure in a short time for several 
10 microseconds - about 1000 microseconds. Although the skin temperature of a discharge 
point turns into a boiling point grade of the material, the pressure of the point serves as several 
1000 kgf/cm 2 and the dissolved part has some dispersing, the portion which remained is 
remelted and is diffused in a base material. Since a charging time value is a short time, a 
discharge point is cooled promptly and the mean temperature of a base material does not rise. 
[0020]The desirable conditions of pulse discharge processing are power-supply-voltage:60- 
100V, pulse discharge current value (lp):1 - 100A, pulse width (taup):5-2000microsecond, and 
quiescent-period (taur):5-2000microsecond. In Ip=3A, when taup is also brief, for example like 
[ in lp=50A ] taup=2000taus when Ip is small when taup=16microsecond and Ip are large when 
the pulse discharge current value Ip is small, and Ip is generally large, long taup is taken. 
[0021]According to the surface treatment method of this invention, the precise layer which has 
the desired characteristics, such as heat resistance, corrosion resistance, abrasion resistance, 
and hardness, can be formed in the surface of metallic materials, such as ferrous materials, 
such as cheap carbon steel. Even if it is the material which is hard to diffuse in steel materials 
like fine ceramics, the diffusion and adhesion over a base material can be strengthened by 
remelting. If the material which dissolves easily to a ferrous material like aluminum, Ti, nickel, 
Cr, and Co also carries out pulse discharge processing, the still still firmer surface treatment of 
it will become possible. Namely, in order to make speed of a discharge deposit quick, when 
using a high current and performing a high-speed discharge deposit, even if it is the material 
which dissolves easily to a ferrous material like aluminum, Ti, nickel, Cr, and Co, the diffusion 
to a base material is insufficient, and uneven ness also of a separation state becomes intense, 
but. According to pulse discharge processing, diffusion by remelting is promoted. If plating 
speed is raised with large current density with electrodeposition or electroplating, only the rude 
small plating layer of adhesion power will be obtained, but if pulse discharge processing is 
performed, a surface layer with large adhesion power can be formed. To what mixed and 
coated non-conducting hard material, such as diamond, aluminum 2 0 3 , and Si 3 N 4 , with 
conductive metals, such as iron powder, cobalt powder, nickel powder, chromium powder, and 
copper powder. If pulse discharge processing is performed, a conductive metal will remelt and 
non-conducting hard material will adhere to a base material surface firmly. 
[0022]Material with lopsidedness can also be manufactured. Lopsidedness material is the 
material which a base material is used as a metallic material, and the content ratio of fine 
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ceramics increases gradually from the base material side for example, and raised the content 
ratio of fine ceramics for the material-list side remarkably. Since there are little generating of 
the shearing stress of a plane of composition and generating of bending stress by a difference 
with a remarkable expansion coefficient compared with the material which only joined or 
coated a metallic material and fine ceramics even if such a lopsidedness material has a rise in 
heat, a fracture in use etc. do not produce it easily due to high temperature. This is because it 
is eased as stress, even if the thermal expansion by a rise in heat occurs. 
[0023]Next, the example of this invention is shown. 
[0024] 

[Example 1] Fe-AI alloy layer was obtained by discharge deposit on the surface of the base 
material (S50C, temper material) in the way which compresses the powder of aluminum and is 
shown in drawing 1 as one electrode. It is because apparent thermal conductivity will fall in 1 / 
2-1/3, and the intensity of an electrode material will also become weak, if having used 
aluminum green compact uses aluminum as a granular material and it is used for it, so it is 
easy to deposit by discharge on a parent metal. Electron discharge method conditions [Table 
1] 
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It is alike and is shown. 

[0025]The analysis result according the analysis result by EPMA of the obtained alloy layer to 
an X diffraction to drawing 2 is shown in drawing 3 . From drawing 2 , while aluminum of an 
electrode material has lopsidedness (inside few [ mostly ] on the surface), it exists in the 
processed surface at 30 micrometers in thickness. The peak of very strong AIFe 3 C Q . 5 is seen 
from drawing 3 . This compound is known as an intermetallic compound excellent in oxidation 
resistance. Thus, sufficient surface treatment may be possible for the case of aluminum by 
discharge deposit. 

[0026]However, it is difficult for the material of a high-melting point like fine ceramics (WC, TiC, 
TaC, ZrC, SiC, TiB 2 , ZrB 2 , TiN, ZrN, etc.), and W and Mo for you to make it fully spread to the 
inside of a base material only in a discharge deposit in many cases. So, by this example, the 
discharge deposit of the WC of them is carried out, and the case where pulse discharge 
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processing treatment is applied to this is shown. 

[0027]First, WC powder (mean particle diameter of 3 micrometers) was mixed at the end of Fe 
powder (mean particle diameter of 9.8 micrometers), and a rate of 1:1, compression molding 
(compression-pressure 4 t/cm 2 ) was performed, and it was considered as the green compact. 
This was pasted up on the copper round bar with electroconductive glue, and it was 
considered as the electrode. Subsequently, carbon steel (S55C green wood) was used as the 
base material, processing conditions (Ip, taup, taur) were changed, and the electron discharge 
method experiment was conducted in the way shown in drawing 1 . 
[0028]As a result, although the arc according [ D.F (duty factor) ] to discharge concentrated 
and the electrode was destroyed in comparatively large processing conditions, on 1.5% or less 
of conditions, it was stabilized, and D.F was exhausted, without WC electrode collapsing, and 
adhered to the base material surface. The processing conditions at that time are lp=20A, 
taup=16microsecond, and taur=1024microsecond. 

[0029]As a result of carrying out an X diffraction to the specimen surface after processing, as 
shown in drawing 4 , the peak of WC appeared. The result of having measured the coating 
weight (height from a base material surface) of WC by floor to floor time by the depth-of-focus 
method, [Table 2] 
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It is alike, and the coating weight of WC of a base material surface increases by lengthening 
floor to floor time so that it may be shown. WC adhering to a base material surface had weak 
adhesion force, and was what will exfoliate if it rubs with a driver etc. 

[0030]Next, pulse discharge processing was carried out in the following ways into the material 
obtained by the aforementioned electron discharge method. 

[0031]First, the WC-Co sintered compact was pasted up on the copper round bar with 
electroconductive glue, and it was considered as the electrode (finishing electrode). 
Subsequently, pulse discharge processing was performed using this finishing electrode from 
on WC and Fe sedimentary layers adhering to a base material surface. Processing conditions 
considered electrode polarity as minus, changed Ip, taup, and taur, and were processed by the 
circuitry shown in drawing 5 so that a base material might not be processed too much. A pulse 
shape (square wave) is shown in drawing 6. The result of having carried out the X diffraction of 
the surface is shown in drawing 7 after processing, and it is the analysis result. [Table 3] 
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It is alike and is shown. As shown in the table, when pulse width (taup) was short, the current 
value (Ip) was high and floor to floor time was long, the sediment ****(ed), but taup was slightly 
long, the current value (Ip) could lessen scattering of the sediment of WC-Fe in a little low 
conditions, and WC was detected. 

[0032]ln the discharge deposit, as shown in drawing 8 (section microphotograph), the 
adhesion force of WC-Fe was weak, but when pulse discharge processing was performed to 
this, it was checked that WC is spread in the base material as shown in drawing 9 (section 
microphotograph) and drawing 10 (section SEM photograph). 

[0033]A section shows the distance from the surface, and the relation of Vickers hardness 
number (He) to drawing 11. The hardness of the usual WC-Co alloy is about 800 to 1400 Hv, 
and the hardness (Hv 1000-1400) (the hardening penetration of S55C is 800 or so Hv(s)) of 
the surface treatment layer comparable as it was accepted in this experiment. The thickness 
which can obtain 1000 or more Hv(s) in this experiment has large thickness at about 60 
micrometers. 
[0034] 

[Example 2] The base material was used as steel materials (special tool steel), and the 
granular material electrode which mixed TiB 2 as fine ceramics and mixed Fe powder as an 
auxiliary agent was used. First, it laminated by the discharge deposit by a granular material 
electrode like drawing 12 . Pulse ****** was performed after lamination. It carried out by being 
two kinds, the case where lamination and pulse discharge processing are performed for every 
layer, and when pulse ****** is performed after all ending lamination, at that time. 
[0035]As a result, lopsidedness material with the enveloping layer in which the content of TiB 2 
decreases gradually from the surface was obtained. Adhesion force was tough although time 
and effort required former one. The Vickers hardness number of the part with the Vickers 
hardness number of a surface part near Hv=2000-2500 and a base material was Hv=550-600. 
[0036] 

[Example 3] The base material was used as steel materials (special tool steel), and the 
granular material electrode which mixed diamond powder and cobalt powder was used as hard 
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material. First, it laminated by the discharge deposit by a granular material electrode like 
drawing 13 . Pulse discharge processing was performed after lamination. It carried out by being 
two kinds, the case where lamination and pulse discharge processing are performed for every 
layer, and when pulse ****** is performed after all ending lamination, at that time. 
[0037]As a result, lopsided ness material with the enveloping layer in which the content of a 
diamond decreases gradually from the surface was obtained. The Vickers hardness number of 
the part with the Vickers hardness number of a surface part (part with many diamonds) near 
Hv=3500-4000 and a base material was Hv=550-600. 
[0038] 

[Example 4] Processing as shown in drawing 1 w as performed, and the precise enveloping 
layer was formed in the inner surface of a mold by fine ceramics or WC-Co. First, as shown in 
drawingl, three-dimensional shape working was performed to the electrode using the material 
used for the electron discharge methods [ exhausting / usual low ], such as copper or graphite. 
Then, thermal spraying which mixed cobalt powder about 20% to TiB 2 powder was performed 
to the inner surface of the work. The thickness is about 100 micrometers. The spraying film is 
deposited a little irregularly, as shown in drawing 14. 

[0039]and pulse discharge processing treatment was again performed using the electric 
discharge machine by the electrode (that by which what was used previously amended the 
shape dimension - or the electrode of eye small ** may be somewhat sufficient) shown in 
drawing 1. These processing conditions are discharge voltage =100V order lp=3A, 
taup=64microsecond, and taur=256microsecond. The cavity covered with high accuracy of 
form as the work surface was shown in drawing [15 was obtained. According to this processing, 
the die-casting die which performs elevated-temperature teeming can be made. 
[0040]Here, when performing pulse discharge finishing somewhat using the electrode of eye 
small **, it carries out like the rocking process (it is the method of carrying out eccentric motion 
horizontally and processing only an eccentric size greatly rather than an electrode size, and, 
thereby, the machined surface granularity of the side and the bottom carries out the factory of 
the electrode) which an electron discharge method may be sufficient as, is known, and is. 
[0041]This method of this example carries out the electron discharge method of the shape of a 
cavity with difficult processing, makes that inner surface deposit materials, such as fine 
ceramics, by thermal spraying etc., and makes an it top remelt by pulse discharge processing 
by the usual processing method. It is impossible or difficult to carry out melting by other laser, 
high frequency induction heating, etc., and is a very big advantage of this invention. 
[0042]ln the above-mentioned example, although the discharge deposit and the spraying 
process were used as a covering means of covering material, it is not necessary to say that 
other means, such as an electrodeposition process and a low-temperature-evaporation 
method, can be used, and it can use combining various covering means. 
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[0043] 

[Effect of the lnvention]As explained in full detail above, according to this invention, there are 
no faults, such as a dimensional change of a base material, a hardness (intensity) fall, and 
coat exfoliation, and the precise and firm enveloping layer which moreover has the surface 
characteristic of a corrosion-resistant, heat-resistant request by sufficient thickness can be 
formed easily. For example, the high temperature gas or the steamy bombardment part of a 
high-temperature-service turbine blade, and the die cavity portion which casts elevated- 
temperature molten-metal hot water, It can use for coating only the shot blast nozzle portion of 
a liquid-metal-forging metallic mold, other portions (for example, injection molding machine 
pipe portion etc.), and the cutting blade portion of steel metallic molds with fine ceramics etc. 
[0044]The functionally gradient material to which the presentation had to the surface what is 
called a gradient-function film that changes gradually on the base material can also be 
manufactured cheaply. 
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CLAIMS 

[Claim(s)] 

[Claim 1]After covering metal or a nonmetal material to a base material surface which consists 
of metallic materials, by making this sediment remeltfor every infinitesimal area by pulse 
discharge processing in liquid, a gas, or a vacuum, A surface treatment method of a metallic 
material diffusing this covering material, mixing with a base material, and forming a precise 
enveloping layer in a base material surface. 

[Claim 2]A way according to claim 1 covering material consists of one sort of metal or an alloy, 
a nonmetallic element, ceramics, carbide, a nitride, and boride, or two sorts or more. 
[Claim 3]A way according to claim 1 a covering means of covering material is discharge 
depositing a spraying process, an electrodeposition process, a low-temperature-evaporation 
method, or the method using an electrode which is easy to exhaust. 

[Claim 4]A method according to claim 1 of performing an electrode which cannot exhaust pulse 
discharge processing easily as a minus pole. 

[Claim 5]A method according to claim 1 of performing covering and pulse discharge processing 
of covering material for every layer, and giving lopsidedness to an enveloping layer. 



[Translation done.] 
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num.* 3 6 0 'c«±. 1100 ■cias-cj^urn 

@t»^/xmi|g«,». Jtifc. m<tt>, mtt*5 OO'CfiS 
[0004] ttVtcisaBK. «««c«ffflflW««»(C 

*sr*«c«©5?j*[**a. «*{t*!flw>-9*, asms? 

*-3#©*I£4>|5j$|-C$>S„ 40 

[000 si ««tc±o«ttaBK:isas-a-fcfc<Dtt. 
■it. cti*u— !T-*rsifflas«J:9iort. 

ttc. U-if-3E5?-C«, HUcSfi^S 
[ 0 0 0 6 ] *fc.. S£*©^ffiMSffi-C«. t£»*%^ 
lr»«»*»»ftJP3 CW. ^ 1 0 0 m~ 1 0 0 -m nO^a - 50 



[0007] *^bj«. ±l3ft*g^©F4M.&£)§?& 

©^ffi^&fc^Trs&Hfc&^jifc^ussftffi&s 
^ft^a^-r s c t * ew $ £>©-*?& s„ 

[0008] 

[iwt»ftt*fc»fl*a]. mBH««imr«fc 
cc. .rate*. »Mi«KTi?««ur««Kttik. a 

[0 0 0 9 ] fCT. «©J:9acfl»LffNCiifim«lf» 

b/t. ansnitt* awra**«»Lr»tttiife3ei!iin: 
r*JDitttLr-4ft«:A<»i6*ir« t »*»Biflc-e** 

©t?*5. 

[ooio] &Mtm*&ae«« 
*XWX^*r^-;uxStmftixcc <fc vrKJWRWfcfJM* 

[0011] JHTK*»W*ie«:BttKBiWrs. 

[0012] 

[flUff] 

[0 0 1 3 3 Strj$©J:5«c. 3=JIi1vft4©aBK:?§*f. « 

4WM*6*»Jfek:aslElyfcaiB«i31tt-C*0 ( r 1 9 9 
9 9 1¥3^26H)p.463), WtHT^#S«ttW 

ft*EEB(*4Lris»o. Sc^i»nx©?ig<?:OTfflt,ir 

[0014] C©J: ^ ^li^fcStL. ^VU 



[0015] *$6§H(Cfct,>-C. SOttmcDSiTKMBtt 

mmtz&mtuxu: tsicmixtow **** 

[0016 3 mmmtuxa. m*tt&mmjut# 
£mttm**it&v$>K> . mm. £mxa&&> gam 

s. jutftcca. mrnmtox. wc. -nc. r a 

C. ZrC. S1cac£<DWHk. TiB,. ZrB,ft<!:© 
W<m> TiN. ZrN&i*©Mb%&A-(7r^>fe7 

*fc.'W. Moft£'©:£JiM*£K>Al. Ti. 

Ni. cr. c<&:£<D®&mmi>$mxi*2>. we. 

5f-f-fr*>h- t A1",0,. Si,N 4 ©in<. 3gH&ttft< 

tc. «-feh*#S^®^tt©M^-c»$4=£®^n«^ 20 
t>. 

[0017] £Ktt&©a®K|6&#&*&?gl/fc&. 

-c. J§gi««KMni!kU otttcttfk. m&S&z. c© 
/WXffllftlXt*. «<P. Sift*. Jt£*<Dt>rtvc* 
iiflMfc*— L. ffe«©«S<S:©ra 

[0018] ^vio*fiMSflni«:Rj{y-ctt. ffitSO(c< t> 

©*sssia». ^ji«^atS(cwc*^(*<bb 30 
■c*§t3#fc«te. wc-co««iiOteW4cw. '<<f 

[0019] am** i ew«:»sH*»&»o50Sfltc 

IS^Stj-S. imiffi«^3^SS[IWj:Sfe^Jg©^Sbft: 

spr*s, at^gfg^s«. ss^ftBSfs-c****. 

ffijA/cu' iiS< . 1 0 ms~ 1 0 0 0 u 

mmommraxQiTz. ttxaL<D$maa.\*. *<o& 

mcorngMBLttj: 9 . -e©.£©lE&B8J! lOOO kgf/c 
_t#rr£t<fc**ftt,>. 

[0020] ^-^^st®)ni©s?sot^fftt. sasn 

H : 6 0 ~ 1 0 0 V; <**XS«WMBc I P) : 1~1 
0 0 A. /WXM(rp}: 5~2 0.0 0ms. ttlLB^Iffl 
(Tr): 5~2 0 00 MsTNfcS„ —j&Btyc. ^JU^St® 
HjifSffi I p*^Sl»B*.- «*.«. I p= 3 Afti'-CBtp 
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= 16/*s. IpottfcftUtt. Ip=5 0A4i't«tp= 
2000 Ts©J:5tc. I.p©/f»3l,»BSa:TpfcJSa><. 
'lp©**l»B»ttrpt*<fc*. 

[0021] 4c^<D«aa3Gr&<cj:n«. &*&ttt 

^&i*©syg»*^^©^)lM«©^M«:.-iiiMtt, W 
ZBm-ZCtlfiXZZ. 7r-f>t7S^X©J:5 

^xmKttirz&&t®m!iZ ] mic-?zct#xg 

*. tfc, Al. T1. NT. Cr. C<X>&>jK®MW& 
JBttB«c»Iife»W?Itt&tt£. :Tftfo*>. SS^^rtb© 
5*!^. Al. Ti. Ni, Cr. CoOj:9ic|»Rtm(C 

0. *fc«ltitm&IHdb*s&l,<ftS;&*. 'WX&Kfe 

1. 3S t>»->*JBb*»»<5*aaii**. * 

jtoijwamfefrs &. ?ff**©^*t>^aa®*jBfiS-r 

ZCt&XZZ. y-f+^eSF. AI.O,. Si.N.ftf 

ta. ?nj*®, mffim<omim&m*mxi>xx-- ? < 

>Wtci><Dt,c, 'WztSCWikm&ff 'it. ^Stt^Jl 

[ 0 0 2 2 ] a fc. «««tt*l#o«S%«fW* C 4 

*s^< ft . *tW^ffi*7 r W >-fe7 5 v *X<D^ffi® 
■&&mb<H5tbfcJ:'}rj;Wmx$>Z>. C©«fc'Jft«K4tt 

r fc JKHiMtfD* lA>fgg(cJ: SS^ffi©IJ»fJEE*©» 
^fttfjS^©^*Si!>ft^fc». H5pS-C^ffi*©JS 

[0023] ^K^^mtoms&m^Tfrr. 

[0024] 

mmmi 3 a i ©i»^*e^ b r-*©^s i 1^ t:.. 

B 1 K«TWKT\ &m«rWfcJ:0SWCS5 0.C. n 
mt)©ftB(c'Fe-A1«&JI«Wk. AlBE3BM**«fl9 

otcwt. A^^vzvxm^^ts nm»<oi&GB 

m& 1/2-1/3 (CTA* 0 . * fc*tttttt©ttK6 5S 
<ftS/c*. tk*KJ:.-9rfll*f*li{cil8!l/»«,»*>6-C 
**. «tm»0I^€: 
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m i 




mm 


Aiffi*9fc. &M&% : 4 ton. «0ffl:£3M 


Minx** 


S 5 0 c 


rnxna 






(-> 




Ip: 1. OA. tp: 2 56 /ts.. r,r: 2.5 6/is 


iBXB»ffl 


5min 



[0025] *£6ftfc££Jg©E PMAK 
*02fc. X*BfffCJ:«4Mftft*eH3l<:*r*-. 02 

*fc.. B3«fc9. «a6-CSlK,»AlFftC..,OK-*3W» 

ens. c<Dfb«4kttMa^fctt(cflHift^Mn{h««i& 

[0026] 6*b. 77-^>-(255-^^(VC. Ti 
C. TkC. ZrC. SiC. TiB,. ZrB,. TIN, Z 
rN W. Motc£(0J:6(cm!kjS(0tma. St 

WCSr&tS&THJS-t*. Cft«c^U*)&SjtoX*!Sffi&jgffi 
(0 02 71 S-T. WC»CT«WaS3MiiO*Fd»5R * 



* C¥^&M9 .8 urn)£ 1 : 1©W^C»&U 

p. Tio*£sffcs#-c. 0 1 cc^-rstitcTT/tfcssaj^ 

[0028]*©^. D.FCfa-?^-??** 

20 -cwc*&t£tt*i& cifK^S L-r flits USttSWc 
tfS'lvfc. *<Ot%®1SH3kfrU. I p= 2 OA. tp= 
1 6 its, T r= 1 0 2 4 wsT&S. 

[0029] mjL^immmicxmMVi^n-otc^ 
m. S4«:^-r«j:^K: > wc©f.-i7*i^itonfc. am 

[*2] 



4PXWa^\ 


2 0# 


30# 


5 0# 


9 0# 




6.6 


11.1 


19.6 


5 1.9 


ft' SP(m-) 


5.5 


2 7.1 


8 0.7 


6 5.4 



E©WC©{*gS*«i*D-f £. Stt«^OfcWC 

[0030] ^(c. iitfi3©)S5cssax«:«fc 9 ?#6ftfctm 

K. «T©SM-C'^V^Si(^*aX&S|]5SL/fc. 

[ o o 3 i ] ■ *r. wc - cojgre&am^ttftwc 



'©{±Jt»f®S*flH» - C. e*t^®tC#3&0ft:WC. Fe 
ft«*»DXlx-rtftci>J:5(c. 

U I p. T P . rrCKfbS*. 05 KSWHBMtfitC ' 
[^3] 
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tp(tr) 


2 0 


1 0 


3 


1 6(1 0 24) 


X 


O 


O 


64( 25 6) 


O 


O 


O 


1 0 24(1 0 24). 


O 


O 


O 



O : WCtfMSJife 



?s«icip)*!ig<. mxmmifim^t. wsm&mmr 

«. WC-FeffiiiW^©^ifc£#ft<TrSC<fc*J-e 
[0032] SScSWffl-Ctt. W 8 (ffiBMHKZXycm 

wmrsfTS m 9 <KBmRM?X)Kcfl9 1 o m 

MS EM^»E)K:^-rJ:5{cWC*iettK:S;t5tLrt,>-5. 
[0 033] */c. SfM-C^ffiA>6©Segf4tf»*-^ 

@s cho©m^*b i mcmr. a3t©wc-co£& 

©®SWHv8 0 0~ 1 4 0 OgSTN&O. :«§gs-e« 
■eni|^gfl[©^®M»S©^g(Hvl 0 0 0-140 
0 ) CS 5 5 C©jSSAB!fltttH v8 0 0 STC* -S)*!®* 6> 

nfc. *fc. ***fcM>THviooo«jb*»6*i 

[0 0 3 4] 

t9ft:tSf®*ffiffl Ofc. *r. Ef 1 2©i0< , CMtttSK 

[0 0 3 5] ^©J&Hl. KT1B,©S«« 

fc. Btr^©^*s^P^* s *^^^. *MI*Sf ttWB-c* •» 
tc. ftto. affiSS©Ki'*-^ffiSttHv=2000~ 
25 00. «HKSS(.»iaBfCDtrv #-Xlg$ttHv=5 
5 0~6 0 0T*^c. 
[00 36] 

(HiStf* 3 ] «^«M«tdmXMR) £ 0 . f»»m i 
H©£&ffll/fc„ @13©£p<. 8M*SSK«fcS 

&©2iI«JT?frr>fc. 



[0 03 7 *HW»6fft*«cif-f+*:/F© 
*M**jfel>T*aMJB*»o fctt*tt*tt**«»6ft 

• ^lg3ttH V =3 50 0-400 0. S#CC£!r»flBfO' 
t;^-«3BHv=5 5 0~6 0OT*-jfc. 
[003 8] 

t«t«4.] HlK5*TJ:9ftlllD:*fTo"C. §2©(*9® 
tc 7 t- > -fe -7 5 if 4» X=g 1/ < ttWC ■- C oft <»: TfiSSS 
20 ftttra&Bftl/ft:. *T. HlK^J:9<ctt&tcff 
Xtt^^r-f hft£©affigmfitt«ftK{C)Ilr>&ft 
a*tf4«r*"Jfflt^r. H^3CTi»DX*tf -o /c. •?■©&. 
ftlX^WrtffiK. TiB,»*IC.3/^ 2 0 ' 

msvtcmmz'ir-ytc, *<om&i*i oo /t'ngg-c* 
•s. gs*jsttis 1 4 fc^-r j: 5 tcwzmwHcwmox: 

[0 0 3 9 3 fUT, nc;. 13 1 tt^ufcmec5t«:& 

JBi;fcfc©-efc. JBt^fa*fiEiEL.fcfe©. «Qr»»M> 

30 Xfe1E*inXA5S£fT-?)fc. C©»DX^m*. Ip= 3 
A. Tp=64 MS. tr=25B/i Sl &SSBE= 1 0 0 
V85^T*S. ftEDRSBBIXB 1 5{c^-TJ:^K:m^? 
«fitg-cte?E3 fttc* + tr-f ^ *s^6 tifc. c©Jnixtc 

[ o o 4 o ] c cr. g^/hs icsiiigibo^i' 
X!ft1I{±±tf%f?5iI^tt. SfeS*IlX-CJ:<»l6nrU 
l,».5Sil&*DX(mS ; £*^lfil{C(i»^®S6«:S-ti-. 

[004 1] &mmw<oc ©#ffi«. a^©snxffi-ctt 

fioxsif ft * + tr? -f ©Jf?ttS:fife«niX 0 T to* . ^© 
-C^#ftfiJ*-C*5. 

(0 04 2 3 ftte. ±iawfc«t?tt. wmm<ow®j£ 



. C6) 

9 

tta^fott-cfwc tt z e t 5 * -c «ci». 

[0043] 

C *a«*-bf>^U-FO«ai 

+ tr*- -s». mmaa&aof 3 ^?wf^x io 
=i - f ^ > arr &«<c* ra-c# s . 

[00443 **:. mt±tc*Eli?*-Cltt&*ifft« KflEft 

[■BflMiwcini]. 

[02 3 IIMimK*avt^«HiKJ:9?S6tafcAi 20 
WMOEPMAKJr*^«IS»*iR'iia-P**. 

[0 3 3 Mk« 1 K*t»TlM*r BJK <fc 0 » A l 
S^©xe@»f«:J:4»«B**jn-rH-C*S. 

[■4 3 Hfcsffl 1 K*n,»riWWftt«:J:i3» - 6titeWe 

[0 5 3 /<*^jSW^x6h»«JS!S«I»M-J-*BB-C* * 
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*£. 

[06] A*xttWni©-»<*xagB*^Hr*«. 

[07 3 iSL&feW 1 K*l»tVC - F dABHK>'C^Xtt 

«nxcttt*«ni)*ff ■».r»6*ifcwc - f mmm 

[0 9 3 1 KfctyCftWrBtcJ: 0 » ShfcWC. 
[010] £9MN 1 KfebvrttttffiBcc J: Qft&tifcw 

C - F eJSSH«:^'^^Sc^?HIXCf±±^X)iS:?f -oT 
[011] WWdl-K*»t»-Cft«#fancJ:*»»6tKteW 
»6ftfc»B«ffl©*iH*»&©ir »*-x*S (H.v)© 
[012 ] 9»kM2e4»^stta»m©«iHni[«ttn 

(0133 K4»»&ttS»m<E>gtaHR«Hn 

[01 4 ] miM4 (cfei»rfife^*nxso-^l*K: «fc 0 ff 
+• try- •< B4**^T0t?*s. 

[0153 HSfetfW «4rt»T'< *Xft WfcQft©* + K 



[HI 3 





tout*.) 
■mum 



TTTT 



(wf/.) 
Fe Al 
100 20F 


75 


15- 


50 


10- 


25 


5- 


0 


i 




15 20 25 30 35 
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■7777 



rrfrT 



ri 1 1 



mm] ¥i&5it2f}i 5a 

[^MMlEl] 

[}fIE*tIUSS«] 0 04 2 
[fiSID&S:] &je 
HfjErt*] 

[0042] JdKBft«"Ctt. 4tatm<D»a 

x^H-^feft-ca<,» mitt agfefrt?«aaEit8 p ^ c 

fjiT. 

cjfiE*f^affi«] no* 

[ffliBfflfcggS] 0 04 3 
[0043] 

rsatws ] ^gnagwyiHftixf i jMnxuararf 

[ffiIE#f&§£fi«] HUH* 
'(*IUE»ttUgg«] 0 044 

[filErtS] 

[0044] $r. inB<p/^xffigi^faaixci 

ffll,>fcWC-Fe1g@£|5H;), I 
p:2 5A. rp:8Msec, tr: 5 12m sec. j)DXB^F 
M : 5 M>Sm tL>, 2 B B<P' Vk* flCgg%MX 



It:?-/^, Ip: 15A. tp; 1024ms. tr: 
1 024 /xs. flmttW: 7a-g?&tt,hlfc. fliig&fr 

WCfiHHff MK i: P 8MiltcWC - F ^)^^#J§ 

«Baufc«. a3ani*fT9&i>9xa*&Biipg 

bfe. HI 6K3tmwitWKJ:aKBg>Bfag^Kfe> H 
1 7KXttBffK«fc&»SNa**jBT. HI BJ:"PJ>S 
ft 5 0 m mg>-j3lftj£**P coitSlg fo'EIIg;* ftfc. sfcfc 
H 1- 7-J: P VC <PgteWfcgg ftfc. f$fl©l8rffig'Eg S 
atebfcit:^, -^-CftHvl 6 5 Q-CfcP. 

tiffite. airBzaanx^Kjt&><jbxttgimBBinx 
i Hr^>Wofcia^<o«B<oj&¥sa»e«:«t: 

«feS*L>Tt,>5. HI 9ftn;MtoX«g>X«ll»ftc.fcS. 

[#&tfiE4] 
[figlEtt&SStS] Htt* 
[fflE*ttUI&S] 0 04 5 
MliB&ffi] iffitn 

[0045] 

I$W!©»*] £LlJ$£(sfcJ:9K:. *M!iej:h 

«. «*f©^Hasat;' wEcstt)fiT. #WHw«>fc 

a©«H»tt*1W SBWCSSiKtaHIB S^K^SS 

i ana. «mBS&aio^ 3 

if). * fc«H^©«HJ W»<0*k: 77-/>-fe557 

[MiE*t**St8] KtVS 
MUEftMUlSS] 0 04 6 



CIO) WW5-148.B15 

imiEtt&mmzi mi 8. 
imiEfsm mm 
mm®) 

l® 1 8 ] *GMM 5 tcte U-C 1 3dJDX<b 2 ^X©I 
©S^¥SCX16 0)t?*S. 

[*iiE*t&§giS] mmm 
imiEttfmmzi mi 9 
[«£*»] iifln 
[*iiB*j?=?] 

[019] HteW5K:te(,»ri^xm©l*f4©x^ 

miEtti&miZ) mm 
imsE*nms&) mi b 

[016] 




20 30 40 50 60 



miEttimmz] hi e 

[fi§IE#2£] ilJJH 
[*§IEf*9S] 

iai6] mmmbicte^xwtmmmci^M^t^ 

iffisEM&mmz) mil 
imimm 

[0i7] mmms tas^x i &flnx<h 22djnx<DX 
memo lELxmhtctzwDwc - f ammvx®. 

<BVTl£ZkZ?fr3rmx-&Z. 



Diffraction ar»9le 



&mW-5 - 1 4 8 6 1 5 



[$MiiEl 

miEM&wm%i mm 





mimm%k&i mm 
. imsMnam^ mi- 
miExmi mm 

[019] 

CPS 




20 30 40 SO 60 



Diffraction angle 



C 2 5 D 5/50 



